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Toward the biomimetic synthesis of grayanane diterpenoids (Graduate School of Natural
Science and Technology, Okayama University) (OHidetoshi Kamada, Haruki Mizoguchi,
Akira Sakakura

Grayanane is a promising class of compounds in drug discovery. To develop an efficient and
streamlined synthetic route to these grayanoids, we devised a synthetic strategy based on a
biomimetic skeletal rearrangement converting kaurane skeleton to grayanane skeleton.

Our synthesis commenced with the construction of bicyclo[3.2.1]octane ring by using
originally developed palladium-catalyzed desymmetric a-vinylation of symmetric diketone 1.
After a site- and diastercoselective reduction of ketone and protection of a hydroxy group,
kaurane-like tetracyclic skeleton was constructed using Friedel—Crafts cyclization mediated by
TfOH.
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